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General procedures: All manipulations were performed under an atmosphere of nitrogen using standard Schlenk techniques. However, once the reactions were completed, subsequent workups were done without precaution, as the compounds are air-stable for several weeks. Solvents were purified by standard methods prior to use. The starting material [Cp*IrCl(µ-Cl) adding hexane to give yellow crystals (1, 789 mg, 65%; 2, 735mg, 57%). 2852, 1638, 1490, 1249, 1203, 1157, 1031, 1017, 935, 807, 690, 574, 517 = 2933, 2856, 1636, 1485, 1260, 1203, 1155, 1061, 1031, 986, 969, 947, 830, 810, 692, 638, 573 
Single-Crystal Structure Determination
Single-crystal XRD data of the compounds was collected on a Bruker APEX DUO diffractometer.
Complexes 3a, 4a, 5a and 5b were collected with Mo-Kα radiation (λ = 0.71073 Å) at 173 K. These structures were solved by direct methods, using Fourier techniques, and refined on F 2 by a full-matrix least-squares method. All calculations were carried out with the SHELXTL program.
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Fig. S1
The 1 H NMR spectra (CDCl 3 ) of complexes 4a (bottom) and 5a (top). Table S5 Crystallographic data and structure refinement parameters for complex 3a, 4a, 5a, 5b.
Complex 3a 4a 5a 5b empirical formula C204H324B4Cl16F12Fe2Ir4N24O36S4 C194H270B4Cl12F12Fe2Ir4N24O27S4 C52H70B2Cl12FeIr2N8O6 C46H64B2Cl12FeIr2N8O6
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